INTRODUCTION
Much attention has been recently paid to the synthesis of some thieno [1, 2, 4] triazolopyrimidines and thieno [1, 2, 4] triazolopyrimidinones because of their biological activities. [1] [2] [3] [4] With this in mind and in continuation of our recent work on the synthesis of 2-phenylthieno [3,2- [1,5-c] pyrimidines 7 by Dimrothtype rearrangement. We, therefore, decided to apply this methodology also to the synthesis of 5 from 4. The compounds 4 were prepared through a series of reaction starting with 3-aminothiophene-2-carbonitrile (1) according to the modified procedure we have previously reported (Scheme 1). 1 The required starting material 1 was obtained by adopting the new synthetic method. 6 Reaction of 1 with triethyl orthoformate and the successive hydrazine hydrate gave 4-hydrazinothieno [3,2-d] pyrimidine (2) . The hydrazone derivatives 3 were synthesized by condensation of hydrazine compound 2 with the corresponding benzaldehydes in refluxing ethanol in the presence of catalytic amount of piperidine. The oxidative cyclization of the resultant hydrazone derivatives 3 to 4 was achieved using aluminasupported calcium hypochlorite (Ca(OCl) 2 /Al 2 O 3 = 1:1, grounded mixture) as a new oxidant. For instance, a maximum yield of 73% for 4a in 1 h was achieved with 1:3 molar ratio of hydrazone to calcium hypochlorite. The use of aluminasupported calcium hypochlorite as a heterogeneous oxidant in this reaction has advantage of enhanced reaction rate and yield, simple work-up, low cost, and eco-friendly reagent when compared to other oxidants such as bromine, 7 lead tetraacetate, 8 iodobenzene diacetate 1, 9 or copper dichloride. 10 When each of 4 was treated with sodium acetate in refluxing ethanol, it underwent a Dimroth-type rearrangement to give compounds 5 through a sequence of ring opening and ring closure reaction. For instance, the reaction of 4a (1 mmol) with sodium acetate (2 mmol) in refluxing ethanol for 5 h afforded only one product, 5a in 68% yield. The structures of all new compounds 5 were identified by elemental analyses and spectral data. The results are summarized in Table 1 . It was noticed that the two isomeric 4 and 5 showed no appreciable differences in the fragmentation pattern of MS spectra, however, the 1 H NMR spectra of 5 revealed that the most prominent pyrimidine proton showed signal little more downfield than the one of their isomeric 4. These results were in agreement with those reported in earlier report. 5 The conversion of 4 into 5 is also analogous to rearrangement of thieno [2,3- 
